and Instruments. Acenaphthenequinone and tetrachloro-1,4-benzoquinone were used as received. Pyrrole and BF 3 ⋅OEt 2 were freshly distilled before use. CHCl 3 were purified by washing with concentrated sulfuric acid, then with water until the aqueous layer was neutral, dried with MgSO 4 , and then distilled over P 2 O 5 . Other solvents were used as received. UV-vis spectra were measured on a Shimadzu UV-3150 spectrometer. Fluorescence spectra were measured on a FLS920 spectrometer.
Preparation
The reaction was carried out under anaerobic condition. Acenaphthenequinone (6.9 mmol), aldehyde (21 mmol, benzaldehyde for 1a and 2a, tolualdehyde for 1b and 2b) and pyrrole (1.9 mL, 28 mmol) were dissovled in pure chloroform (500 mL).
BF 3 ⋅OEt 2 (1.0 mL, 7.9 mmol) was added to the above solution and stirred for 1 h at room temperature, then tetrachloro-1,4-benzoquinone (7.61 g, 27.6 mmol) was added.
After 2 h under reflux, triethylamine (4.0 mL) was added, and the mixture was stirred for another half hour. When it was cooled down to room temperature, it was filtered by sintered glass funnel. The filtrate was rotorevaporated to dryness, the black solid was further purified by column chromatography (silica, CH 2 Cl 2 /petroleum ether = 1:1) . The first green band (2a or 2b) and second purple band (1a or 1b) were collected, and evaporated to dryness. For 1a, yield 0.17 g (3.8%, based on pyrrole). Potential (V vs SCE) Figure S10 . Cyclic voltammograms for 1b as 1 mM solutions in CH 2 Cl 2 . The supporting electrolyte is tetra-n-butylammonium hexafluorophosphate (0.5 M). Scan rate 100 mV/s. 
